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(54) Method for producing TI(C,N)-(Ti,Ta,W)(C,N)-Co alloys for cutting tool applications 

(57) The present invention relates to a method for 
manufacturing a sintered body of cari3onitride alloy with 
titanium as the main component and at least 2 at% of 
each of tantalum and tungsten and that the atomic 
N/(C+N) ratio is 25-50 at% and cobalt as the binder 
phase and which does not have any compositional gra- 
dients or center porosity concentration after sintering. 
This Is achieved by processing the material in a specific 
sintering cycle with particular nitrogen and carbon mon- 
oxide partial pressures to obtain a lower melting point of 
the liquid phase in the interior of the body than in the 
surface while balancing the gas atmosphere outside the 
body with the alloy composition during all stage of the 
liquid phase sintering. 
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D scription 

[0001] The present invention relates to a method for manufacturing a sintered body of carbonitride alloy with tita- 
nium (Ti) as the main component and cobalt (Co) as the binder phase and which does not have any compositional gra- 

5 dients or center porosity concentration after sintering. This is achieved by processing the material in a specific manner 
to obtain a lower melting point of the liquid phase in the interior of the body compared to the surface while balancing the 
gas atmosphere outside the body with the alloy composition during all stages of the liquid phase sintering. 
[0002] Titanrum-based carbonitride alloys, so called cermets, are today well established as insert material in the 
metal cutting industry and are especially used for finishing. They comprise carbonitride hard constituents embedded In 

10 a metallic binder phase. The hard constituent grains generally have a complex structure with a core surrounded by a 
rim of a different composition. In addition to titanium, group Via elements, normally both molybdenum and tungsten and 
sometimes chromium, are added to facilitate wetting between binder and hand constituents and to strengthen the binder 
by means of solution hardening. Group IVa and/or Va elements, I.e., zirconium, hafnium, vanadium, niobium and tanta- 
lum, are also added in all commercial alloys available today. All these additional elements are usually added as car- 

15 bides, nitrides and/or cartDonitrides. The grain size of the hard constituents is usually <2 |xm. The binder phase is 
normally a solid solution of mainly both cobalt and nickel. The amount of binder phase is generally 3-25 wt%. Other ele- 
ments are sometimes added as well, e.g. aluminium, which are said to harden the binder phase and/or improve the wet- 
ting between hard constituents and binder phase. Of course, commercially available raw material powders also contain 
inevitable impurities. 

20 [0003] The most important Impurity is oxygen, due to its high affinity to titanium. A nomnal impurity level for oxygen 
has historically been <0.3 wt%. Recently, due to improved production methods for titanium-based raw materials, this 
level has been decreased to <0.2 wt%, especially for grades with low nitrogen content. Very high oxygen levels are gen- 
erally avoided since this may cause formation of carbon monoxide (CO) after pore closure during liquid phase sintering, 
which in turn leads to excessive porosity. 

25 [0004] Common for all cemnet inserts is that they are produced by the powder metallurgical methods of milling pow- 
ders of the hard constituents and binder phase, pressing to fomn green bodies of desired shape arid finally, liquid phase 
sintering the green bodies. Provided that good wetting is obtained between the liquid and the solid hard phase grains, 
strong capillary forces are obtained. The action of these forces is to shrink the porous body essentially isotropically, 
thereby eliminating porosity. The linear shrinkage is typically 15-30 %. ; 

30 [0005] . Sintering of titanium carbonitride-based cemnets is a complex process, which requires precise control of all 
steps to obtain a sintered body with desired properties. Generally, after dewaxing, the material is heated under vacuum 
or in an Inert atmosphere to 1 250-1350 ^C to enable desoxidation and denltrification of the material. Further heating to 
the final sintering temperature and subsequent cooling Is nomnally done under vacuum or In an atmosphere that may 
contain both inert and reactive gases. Each of the steps influences the properties of the sintered material and must 

35 therefore be optimized carefully, 

[0006] Conventional sintering processes yield sintered material with several drawbacks, such as lack of toughness 
and wear resistance. The sintered bodies commonly have a concentration of pores in the center and a surface with var- 
ying degrees of enrichment or depletion of the binder phase. Various attempts have been mad^ to improve process 
control by varying the gas atmosphere during sintering. 

40 [0007] Sintering in nitrogen (N2), accomplished in various ways, provides a means to limit denltrification, which is 
especially useful for cermets with high nitrogen content. 

[0008] US 4,990,41 0 discloses a process for producing a cermet by liquid phase sintering in 6.1-20 torr at tem- 
peratures ^1300 **C. A nitrogen atmosphere is proven useful for modification of the near surface properties of sintered 
cemnet bodies. US 5,059,491 discloses a process for producing a cermet with maximum hardness at a depth between 
45 5 and 50 ^m from the surface by liquid phase sintering in N2 and cooling in vacuum. US 4,985,070 discloses a process 
for producing a high-strength cermet, which is accomplished by sintering the material In progressrvely increasing nitro- 
gen pressure. US 5,145,505 discloses a process for producing a tough cermet with a binder-depleted surface by sin- 
tering in 5-30 torr Ng- 

[0009] Sintering in CO has been found useful for obtaining improved control over the surface of sintered cermet 
50 bodies. WO 99/02746 discloses a process for producing sintered bodies without the common birider phase layer of 1- 
2 \m thickness on the surface by sintering In CO at pressures of 1 -80 mbar. 

[0010] Sintering in CO-N2 mixtures has been attempted to obtain improved properties of- sintered bodies. US 
5,856,032 discloses a process for producing Ti(C,N)-based cermets by liquid phase sintering in PO-N2 mixtures. The 
gas mixture is used to modify the surface-near zone of the sintered body, down to a depth of 600 pim. The desired com- 
55 position of the gas mixture is dependent on the nitrogen content of the hard constituents whereas the total pressure 
needed is determined by the binder content The sintered bodies are characterized in that the content of the Co and/or 
Ni-binder in a surface layer of 0.01 -3 ^m depth in relation to the underiying core amounts to ^0 %,by mass in all cases. 
[0011] US 6,017,488 discloses a process for producing sintered cemnet bodies with Co binder. Sintering is per- 
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formed in CO-N2 mixtures, in which the partial pressures are kept below 20 mbar. The sinter d bodies have a uniqu 
feature In that they have a macroscopic Co gradient, in which the Co content decreases essentially monotonously from 
the center of the body to its surface and reaches a Co content at a depth of 0-1 0 \m\ from the surface of 50-99 % of that 
in the center. 

5 [0012] A series of titanium carbonitride-based alloys with Co binder are disclosed in Swedish pat nt applications 
9901582-88, 9901583-6 and 9901584-4 corresponding to European Patent Applications Nos. , and filed concun-ently 
herewith. These have superior perfomriance in metal cutting applications, both with and without single or multiple layer 
wear- resistant coatings of carbides or nitrides of Ti and/or aluminum oxide. They show a unique behavior during sinter- 
ing, being quite different from conventional cermets with Nl-Co binder. One feature is the high content of Ta, i.e. ^ at%, 

10 preferably 4-7 at%, which increases the nitrogen activity in the material during sintering. Another feature is the optimi- 
zation of the raw materials that has led to significant improvement of performance in metal cutting. Due to these two 
features these materials differ substantially from the conventional and hence they require a sintering process, unlike the 
ones that are commonly used. If they are sintered according to the processes disclosed in US 6,01 7,488 or US 
5,856,032, they will melt in the conventional way, i.e. from the surface Inwards, leading to gas entrapment and unac- 

15 ceptabte porosity, which must be avoided in order to fully utilize the potential of these materials. 

[0013] It Is an object of the present Invention to provide a method of manufacturing said class of titanium carbonl- 
tride-based alloys having Co as a binder and high Ta content. 

[0014] In one aspect of the invention, the hard phase of the alloy for which the invented process is useful, has an 
N/(C+N) ratio of 25-50 at%. The Ta content is at least 2 at%, preferably 4-7 at%. The W content is at least 2 at%, pref- 
20 erably 3-8 at%. The Co content is 5-25 at%. A sintered body, manufactured according to the invented process, Is essen- 
tially free of compositional gradients throughout the body. Moreover, such a body contains porosity in the class A06 or 
less, preferably A04 or less, evenly distributed throughout the volume, i.e. without a concentration of pores in the center 
of the body. The somewhat higher porosity is due to the high Ta content, leading to a very high nitrogen activity in the 
alloy. 

25 [001 5] In another aspect of the invention, there is provided a method of manufacturing a sintered carbonitride alloy 
In which powders of carbides, carbonitrides and^or nitrides are mixed with Co to a prescribed composition and pressed 
Into green bodies of desired shape. The green bodies are liquid phase sintered in a controlled gas atmosphere at a tem- 
perature 1 370 - 1 550 °C. 

30 Fig. 1 is an EM PA (Electron Micro Probe Analysis) line scan across an insert of a Ti(C,N)^(Tl,Ta,W) (C,N)-Co alloy 
sintered in the presently invented process. 

Rg. 2 is an EMPA line scan across an insert of a Ji(C,N)-(Ti.Ta,W)(C,N)-Co alloy sintered in a reference process. 

Rg. 3 is an EMPA line scan across an Insert of an(C,N)-(Ti,Ta,W)(C,N)-Co alloy sintered In a reference process. 

Rg. 4 Is an EMPA line scan across an insert of a Tt(C,N)-(Ti,W)(C,N)-Co alloy sintered in a reference process. 
35 'I 

[001 6] It has quite surprisingly turned out, for the alloy class specified above, that by utilizing the invented process 
a sintered body without a macroscopic Co gradient can be obtained while maintaining the favorable melting, i.e. nude- 
atlon in the center propagating towards the surface. This favorable outcome is achieved by dewaxing the green bodies, 
followed by increasing the temperature under vacuum to 1250-1350 ^'C to allow desoxidation and controlled denitrifica- 
40 tlon of the hard phase grains. The denitrification is controlled by the temperature increment and temperature plateaus 
at suitable levels. Subsequently, sintering Is carried out in a predefined gas atmosphere. Different gas compositions are 
required for ] 

(1 ) the temperature rise up to the final sintering temperature, ^ 
45 (2) the plateau at the final temperature and 
(3) the temperature decrease to ^1 200 *^C. 

(1) The partial pressures of CO and should be kept constant or increased stepwise or monotonously while 
increasing the temperature up to the final sintering temperature to balance the increasing gas generation rate 
50 in the green bodies. Too low pressures will result in macroscopic Co gradients, whereas too high pressures will 

revert the melting process, leading to center porosity concentration. The levels for CO and N2 for the onset of 
sintering are 0.25-3 mbar, preferably 0.5-1.5 mbar. The partial pressure levels for CO and N2 when reaching 
the final sintering temperature are 1 -1 0 mbar, preferably 2-6 mbar and 0.5-3 mbar, preferably 1 -2 mbar, respec- 
tively. 

55 (2) Controlling the gas atrhosphere during the increment from 1 250-1 350 °C up to the final sintering tempera- 

ture is useful for eliminating the macroscopic Co gradient. However, the materials>for which the currently 
invented process is useful suffer from enrichrnent of hard constituent containing W anci Ta in a surface zone of 
^00 ^m depth, accompanied by depletion of Co. The enrichment is such that in sorrie cases the contents of 
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W and Ta in a range 0-1 0 jim from the surface are >20 % higher than that in the center of the body. It has sur- 
prisingly been found out that this enrichment can be eliminated by controlling the composition of the gas 
atmosphere during the plateau at the final sintering temperature. Both CO and N2 must be controlled to 
achieve elimination of compositional gradients at a depth of <500 ^m from the surface of the body. The CO and 
5 N2 partial pressures are 0.5-5 mbar, preferably 1 -3 and 0.25-3 mbar, preferably 0.5-2 mbar, respectively during 

the plateau at the final sintering temperature. 

(3) Controlling the gas atmosphere during temperature increment and the plateau at the final sintering temper- 
ature is not enough to obtain acceptable properties of the actual surface of the sintered body It has been found 
out that by choosing proper CO and N2 pressures when decreasing the temperature to a level well below the 
^0 liquidus temperature of the binder phase, the surface composition at a depth of 0-1 0 jim is essentially the same 

as In the bulk. Surface layers of binder or hard constituents can thus be circumvented. The partial pressures of 
CO and N2 are 0.25-3 mbar. preferably 0.5-2 mbar and 0.25-3 mbar, preferably 0.5-2 mbar, respectively during 
cooling from the final sintering temperature to ^1200 ""C. 

15 Example 1 

[0017] TNMG 160408-PF inserts were pressed using a powder mixture of nominal composition (at%) Tl 37.1, W 
3.6, Ta 4.5, C 30.7, N 14.5 and Co 9.6. The green bodies were dewaxed in H2 at a temperature below 350 **C. The fur- 
nace was then evacuated and pumping was maintained throughout the temperature range 350-1300 **C. From 350 to 

20 1 050 °C, a temperature ramp of 1 0 '»C/min was used. From 1 050 to 1 300 °C/min, a temperature ramp of 2 ''C/min was 
used. The temperature was held at 1300 °C in vacuum for 30 min. Subsequently, the vacuum valve was closed and the 
temperature was increased to 1480 °C, using a ramp of 2 *»C/min. Up to 1310 °C, the furnace prejssure was allowed to 
increase due to outgassing of the porous bodies. During subsequent heating to the final sintering temperature, followed 
by cooling to 1200 *C, gas mixtures were allowed to flow through the furnace while maintaining a constant pressure of 

25 8 mbar From 1310 to 1480 '^C the gas mixture contained 8.3 vol% CO, 8.3 vol% Ng, the balance being argon (Ar). Dur- 
ing liquid phase sintering for 90 min at 1480 °C the gas mixture contained 29.2 vo!% CO, 12.5 vol% N2, the balance 
being Ar. From 1480 to 1200 °C a cooling rate of 3.5 °C/mln was applied, while using a gas mixture of composition 16.7 
vol% CO, 12.5 vol% N2, the balance being Ar. ^ 
[001 8] Polished cross sections of the inserts were prepared by standard metallographic techniques and character- 

30 ized using optical microscopy and electron microprobe analysis (EMPA). Optical microscopy showed that the inserts 
had an evenly distributed residual porosity in porosity class A04 or better throughout the sintered bodies. The pores 
were evenly distributed, without any pore concentration in the center of the body Figure 1 shows an EMPA line scan 
analysis of Co, W, N and C ranging from one side of the insert, through the interior of the material to the opposite sur- 
face. Clearly the concentrations of all elements are constant throughout the insert, within reasonable measurement lim- 

35 its and statistical fluctuations. 

Example 2 (comparative) 

[0019] In a second experiment, inserts of nominal composition (at%) Ti 35.9, W 3.6, Ta 4.3, Q 27.2, N 16.6 and Co 
40 1 2.4 were manufactured in an identical manner as described in Example 1 , except that the gas, that was allowed to flow 
through the furnace was Ar during the temperature increnient from 1 31 0 to 1 480 ^C. In this case a typical macroscopic 
Co gradient was observed, having a parabolic shape, as can be seen in Rgure 2, showing an EMf^A line scan analysis. 
The Co content at a depth of 0-1 0 urn from the surface is 1 5 % lower than that in the center of the insert. Optical micro- 
scopy showed that the inserts had an evenly distributed residual porosity in porosity class A04 or better throughout the 
45 sintered bodies. 

i 

Example 3 (comparative) 

[0020] In a third experiment, inserts of nominal composition (at%) Ti 37.1, W 3.6, Ta 4.5, C 30.7, N 14.5 and Co 9.6 
so were manufactured in an identical manner as described in Example 1, except that the gas mixture that was allowed to 
flow through the furnace was of composition CO 50 vol% and 50 vol% at a furnace pressure of 20 mbar during the 
temperature increment from 1 31 0 to 1 480 °C. Optical microscopy of a cross section of an insert showed a concentration 
of pores in the center of the insert, porosity class worse than A08, whereas porosity was in porosity class A04 in a zone 
<500 jtm from the surface. EMPA line scan analysis Indicated a minimum in Co content in the center of the insert. These 
55 two observations lead to the conclusion that the binder phase has melted from the outside and inward, trapping gas 
generated during temperature increment, resulting in unacceptable porosity and unwanted compositional gradients. 
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Example 4 (comparative) 

[0021 ] In a fourth experiment, inserts of nominal composition (at%) Ti 37.1 , W 3.6, Ta 4.52. C 30.7, N 1 4.5 and Co 
9.6 were manufactured in an identical manner as described in Example 1 , except that the gas mixture that was allowed 
5 to flow through the furnace was of varying composition during the temperature increment froni 1 31 0 to 1 480 °C at var- 
ying furnace pressures. Moreover, the gas composition was different during liquid phase sintering and cooling to <1200 

[0022] The table below, summarizes the gas composition in the furnace during sintering. 

10 



Temperature (^C) 


Gas composition (vol%) 


Furnace pressure (rhbar) 




CO 


N2 


Ar 




1310-1340 


50 


50 


0 


1.5 


1340-1370 


55 


45 


0 


3 


1370-1400 


67 


33 


0 


4 


1400-1430 


76 


25 


0 


5.5 


1430-1480 


75 


25 


0 


6.5 


1480 (plateau) 


37 


7 


56 


6 


1480-1200 


23 


7 


70 


6 ^ 



25 

[0023] For comparison, inserts of another nominal composition (at%) Ti 40.2, W 3.6, C 27.2, N 16.6 and Co 12.4, 

1. e. without Ta, were manufactured in an identical manner. 

[0024] Figure 3 and 4 show EMPA line scan analyses of the inserts made of the new alloy with Ta and the reference 
30 alloy without Ta, respectively. It is concluded from Rgure 3 that no macroscopic Co gradient is observed of the type, 
shown in Rgure 2. Hence, the gas atmosphere during the temperature increment from 131 6 to 1480 **C is well bal- 
anced. However, there is a clear depletion of Co in a zone <500 urn from both surfaces. The. Co content at a depth of 
0-10 \xxr\ from the surface Is 12 % lower than that in the center of the Insert. This indicates an unbalance In the gas 
atmosphere during the plateau at the sintering temperature. The reference material shows essentially no compositional 
35 gradients. Optical microscopy showed residual porosity in porosity class A04 or better, throughout the insert for the Ta- 
containing material and no residual porosity, porosity class AOO, for the reference material, without Ta. 

Clalnns 

40 1. Method of manufacturing by liquid phase sintering a body of titanium-based cart^onitride alloy, containing hard con- 
stituents based on Ti. W and Ta in a Co binder phase, characterized In that the atomic hsl/(C+N) ratio is 25-50 at%, 
the Ta content is at least 2 at%, preferably 4-7 at%, the W content Is at least 2 at%, preferable 3-8 at% and the Co 
content is 5-25 at% and that sintering is performed under such conditions that the liquid binder phase fomns in the 
center of the body first and the melting front then propagates outwards towards the surface without generating a 

45 macroscopic binder phase gradient ^ 

2. Method of manufacturing a sintered body according to claim 1 . characterized in that sintering Is perfonned under 
such conditions that essentially no depletion or enrichment of any of the constituents is observed in any part of the 
sintered body. 

50 

3. Method of manufacturing a sintered body according to any of the previous claims, characterized In that said body 
contains porosity in the class A06 or less, preferably A04 or less, evenly distributed throughout the volume, without 
a concentration of pores in the center of the body.^ 

55 4. Method of manufacturing a sintered body according to any of the previous claims, characterized in that during tem- 
perature rise from a temperature 1250-1350 *'C to the final sintering temperature, being 1370-1550 **C, the temper- 
ature increment rate is 0.5-5 **C/min. 
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5. Method of manufacturing a sintered body according to any of the previous claims, characteriz d in that during 
cooling between the sintering temperature and <1200^C the temperature decline rate is 0.5-5 ^C/min. 

6. Method of manufacturing a sintered body according to any of the previous claims, characterized in that during tem- 
perature rise from a temperature 1 250-1350 to the final sintering temperature Ng and CO partial pressures are 
kept constant or that N2 and CO partial pressures are increased monotonously or stepwise. 

7. Method of manufacturing a sintered body according to claim 6, characterized in that the N2 and CO partial pres- 
sures are 0.25-3 mbar, preferably 0.5-1.5 mbar at 1300 *C and that the N2 and CO partial pressures are 0.6-3 
mbar. preferably 1-2 mbar and 1-10, preferably 2-6 mbar respectively when reaching the final sintering tempera- 
ture. 

6. Method of manufacturing a sintered body according to claims 6 and 7, characterized in that the holding time at 
final sintering temperature is 30-120 minutes. 

9. Method of manufacturing a sintered body according to claims 6, 7 and 8, characterized in that the Ng and CO par- 
tial pressures are 0.25-3 mbar, preferably 0.5-2 mbar and 0.5-5 mbar, preferably 1-3 mbar respectively during the 
hold at the final sintering temperature. 

10. Method of manufacturing a sintered body according to claims 6, 7, 8 and 9. characterized in that the N2 and CO 
partial pressures are 0.25-3 mbar, preferably 0.5-2 mbar and 0.25-3 mbar, preferably 0.5-2 nj.bar respectively dur- 
ing cooling from the final sintering temperature to ^1 200 **C, .^^ 
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